Abstract: Pure Al particles reinforced with amorphous-nanocrystalline Cu 36 Zr 48 Ag 8 Al 8 particles composite powders were prepared by high-energy milling without and with ethanol. The mechanical milling procedures were compared so that in the case of dry milling the particle size increased owing to cold welding, but the crystallite size decreased below 113 nm. The amorphous phase disappeared and was not developed until 30 h of milling time. Using ethanol as a process control agent, the particle size did not increase, while the amorphous fraction increased to 15 wt.%. Ethanol decomposed to carbon dioxide, water, and ethane. Its addition was necessary to increase the amount of the amorphous structure.
. Scanning electron microscopic (SEM) image (a) and particle size distribution of the Al powder (b).
The morphology and particle size distribution of pure Al powder is shown in Figure 1 . The particle size of the irregular Al alloy powder, as measured by a laser diffraction particle size analyzer, spans in the range of 4-51 µm (Figure 1b) . The mode of Al powder is 14.2 µm. Brittle fracturing can be observed on the surface of ground Cu36Zr48Ag8Al8 powder (Figure 2a ). The X-ray diffraction pattern of ground Cu36Zr48Ag8Al8 powder presents sharp Bragg peaks superimposed on the halo due to the presence of an amorphous phase (Figure 2b ). Four crystalline phases were identified: CuZr (Fm-3m, 8.4 wt.%), CuZr2 (I4/mmm, 80.3 wt.%), Al0.8Ag3.2 (Fm-3m, 9.6 wt.%) and α-Fe (Fm-3m, 1.7 wt.%). The crystallite sizes are presented in Table 1 . The unit cell of the CuZr phase is a = 0.3262 nm [26] . However, the Rietveld refinement shows that the unit cell of the CuZr phase is a= 0.4541 nm, i.e., the crystal structure of this phase is distorted. This phenomenon occurs when Cu atoms are replaced by Ag and Al atoms, which have smaller atomic radii (rAl = 0.143 nm, rAg = 0.144 nm) compared to Cu (rCu = 0.128 nm). This phase is hereinafter referred to as the CuZr(Ag,Al) phase based on the XRD results. The "X-ray amorphous structure" content is 11.2 wt. %. Observing the amorphous halo, the maximum position of the halo is 0.2182 nm, which reflects the most frequent distances between atoms [27] . Figure 2c shows the thermal properties of Cu36Zr48Ag8Al8 amorphousnanocrystalline powder. The glass temperature (Tg) is 414 °C, and the onset of crystallization (Tx) is 494 °C. The mode of the Cu36Zr48Ag8Al8 particle size distribution by LPSA is 21.3 µm (Figure 2d ). It is noteworthy that a small fraction of larger particles can be detected.
The amorphous content of raw Cu36Zr48Ag8Al8 alloy is characterized by two halos in the XRD pattern, which indicates the existence of two short-range orders in the amorphous phase. The first peak position of the amorphous halo is 0.22781 nm, and the second peak position is 0.13896 nm. The (Figure 3a) . The particle size distribution is symmetric (Figure 3b ). The mode of the composite particle is 12.3 µm. The α-Fe content is considered contamination of the milling process coming from the milling media. Based on the XEDS-SEM mapping (Figure 4) , the α-Fe can be detected on the surface of Cu 36 Zr 48 Ag 8 Al 8 particles already after 5 h milling time. Cu36Zr48Ag8Al8 particles. At the 5-hour milling stage, the ductile Al powder particles are flattened, plastically deformed and fractured due to the collision of the grinding balls. The Cu36Zr48Ag8Al8 particles are fragmented and these particles are separated from each other and from the Al particles ( Figure 3a) . The particle size distribution is symmetric (Figure 3b ). The mode of the composite particle is 12.3 μm. The α-Fe content is considered contamination of the milling process coming from the milling media. Based on the XEDS-SEM mapping (Figure 4 ), the α-Fe can be detected on the surface of Cu36Zr48Ag8Al8 particles already after 5 h milling time. After 10 h milling time, the fragmentation of the Al particles is remarkable (Figure 3a) . It is quite clear from all SEM images that besides the fragmentation, the agglomeration of the Al particles takes place. The particle size distribution confirms this process; larger particles appear (Figure 3b) , and the distribution curve is no longer symmetrical. The bigger Cu36Zr48Ag8Al8 particles are not yet generally connected to the Al particles.
Composite Material of A1 Experiment (without Ethanol)

Particle Morphology and Size Distribution
The most significant change is observed between 10 and 15 h milling time. This could be attributed to the tendency that cold welding between the Al-Al and Al-Cu36Zr48Ag8Al8 particles dominates their fracture. After 15 h of milling, the mode of composite powder has increased to 63.0 μm. Al particles are stuck to and surround the reinforcing particles (Figure 3a) . Further milling results After 10 h milling time, the fragmentation of the Al particles is remarkable (Figure 3a) . It is quite clear from all SEM images that besides the fragmentation, the agglomeration of the Al particles takes place. The particle size distribution confirms this process; larger particles appear (Figure 3b) (Figure 3a) . Further milling results in severe plastic deformation of clusters and reduction of the particle size. With the milling time extended, composite powders are broken up and cold welding repeatedly takes place. The volume distribution by LPSA shows that bimodal distribution is formed after 20 and 25 h of milling time (Figure 3b) . The higher mode of particles decreases to 55.1 µm and 55.3 µm after 20 and 25 h milling time, respectively. The smaller mode of particles is 22.8 µm in both cases. This bimodal character disappears after further milling. The mode of particles decreases to 48.5 µm after 30 h milling time ( Figure 3b) . The cross-sectional SEM micrograph of the composite particles shows good bonding at the matrix/particle interface ( Figure 5 ). Many reinforcing particles are trapped in the cold-welded Al particles, which is the matrix. The reinforcing particles are fractured into several pieces owing to the large shear deformation. Some broken pieces of reinforcing particles can be seen in the inside composite particle (Figure 5c Summarizing the morphology and particle size analysis, we can conclude that in the initial stage (5 h milling time), the ductile Al phase is flattened, and the brittle phase is fragmented. Further milling leads to the formation of new surfaces between the fractured and deformed powder particles, which is due to the force of impact. These new surfaces cold weld and larger particles form due to the large surface area and the lack of surfactant to prevent direct contact between them. Then the AlAl and Al-reinforcing phases would stick together, which causes the average powder size to increase after 15 h of milling ( Figure 6 ). Summarizing the morphology and particle size analysis, we can conclude that in the initial stage (5 h milling time), the ductile Al phase is flattened, and the brittle phase is fragmented. Further milling leads to the formation of new surfaces between the fractured and deformed powder particles, which is due to the force of impact. These new surfaces cold weld and larger particles form due to the large surface area and the lack of surfactant to prevent direct contact between them. Then the Al-Al and Al-reinforcing phases would stick together, which causes the average powder size to increase after 15 h of milling ( Figure 6 ).
(5 h milling time), the ductile Al phase is flattened, and the brittle phase is fragmented. Further milling leads to the formation of new surfaces between the fractured and deformed powder particles, which is due to the force of impact. These new surfaces cold weld and larger particles form due to the large surface area and the lack of surfactant to prevent direct contact between them. Then the AlAl and Al-reinforcing phases would stick together, which causes the average powder size to increase after 15 h of milling ( Figure 6 ). With the milling time extended, the ductile Al particles become harder due to the cold work of the balls. The composite powder is repeatedly broken and cold-welded. Between 15 and 20 h of milling time, fracturing is the determining factor that causes reduction in the particle size. Observing the median of the particle size distribution, a steady state is reached after 25 h milling time. With the milling time extended, the ductile Al particles become harder due to the cold work of the balls. The composite powder is repeatedly broken and cold-welded. Between 15 and 20 h of milling time, fracturing is the determining factor that causes reduction in the particle size. Observing the median of the particle size distribution, a steady state is reached after 25 h milling time. Figure 7a shows the XRD patterns of Al-composites with different milling times and of the initial powders. The pattern of composite powder after ball milling for 5 h displays sharp Al peaks with other peaks but without an amorphous halo. During the milling process, crystalline defects (dislocations and stacking faults) form due to the repeated impact and shear forces of the milling media [26, 28] . Owing to the input energy of the milling process, sub-grains, and high-angle grain boundaries are created in the Al matrix. Significant broadening and height reduction in the intensity of the Al peaks are observed with milling time owing to grain size refinement, lattice strain (Figure 7b ). The increase in the width of XRD peaks clearly indicates the grain size reduction and increase in the lattice strain (Table 1) . Figure 7a shows the XRD patterns of Al-composites with different milling times and of the initial powders. The pattern of composite powder after ball milling for 5 h displays sharp Al peaks with other peaks but without an amorphous halo. During the milling process, crystalline defects (dislocations and stacking faults) form due to the repeated impact and shear forces of the milling media [26, 28] . Owing to the input energy of the milling process, sub-grains, and high-angle grain boundaries are created in the Al matrix. Significant broadening and height reduction in the intensity of the Al peaks are observed with milling time owing to grain size refinement, lattice strain (Figure It is well known in the literature that oxygen has an essential effect on the glass forming ability [29, 30] . Furthermore, the interface between an amorphous particle and its oxide layer can act as a heterogeneous nucleation site for crystallization during thermal annealing of the amorphous particle [31] . A thin oxide layer exists on the surface of both initial powders. If CuZr(Ag,Al), CuZr 2 or amorphous phases are located on a particle surface, the composition of the layer is ZrO 2 [32] . In the case of the Al and Al 0.8 Ag 3.2 phase, the oxide layer is Al 2 O 3 . Under the milling process of the reinforcing particles Cu, Al, Ag and Zr atoms become surface atoms. Of course, these atoms can also be oxidized by the atmosphere. Despite using argon gas during the milling process, oxygen is found in the milling material, and one can only minimize further oxidation.
Phases and Grain Size Analyses using the XRD Method
According to the Rietveld refinement, the initial amorphous-nanocrystalline Cu 36 Zr 48 Ag 8 Al 8 alloy transforms into nanocrystalline phases after 5 h milling time (Table 1) . It can be established that the thin oxide layer has such a strong effect that it prevents the amorphization despite the high amount of input energy during the milling process. Three phases crystallize from the amorphous-nanocrystalline alloy due to the input energy from milling: Al 0.8 Ag 3.2 , CuZr 2 , and CuZr(Ag,Al) ( Figure 8 and Table 1 ). J. Cui et al. [33] The weight fraction of the CuZr2 phase is approximately constant during the whole milling process (Figure 10a ). On the contrary, the amount of the aluminum-containing phases strongly increases; the weight fractions of the Al0.8Ag3.2 and CuZr(Ag,Al) phases increase by more than 5 and 2 times, respectively, at the end of milling process ( Table 1 ). The impurity α-Fe content increases with the milling time up to 15 h (Figure 9 ). The maximal content that evolved in our experiments was 2.1 wt. % according to XRD.
The crystallite size of the Al matrix and other phases in the mechanically milled powders can be calculated by the Rietveld refinement. After 5 h of milling time, the crystallite size of CuZr2 and CuZr(Ag,Al) is 1.27-2.0 nm and is constant during further milling (Table 1) The weight fraction of the CuZr 2 phase is approximately constant during the whole milling process (Figure 10a ). On the contrary, the amount of the aluminum-containing phases strongly increases; the weight fractions of the Al 0.8 Ag 3.2 and CuZr(Ag,Al) phases increase by more than 5 and 2 times, respectively, at the end of milling process ( Table 1 ). The impurity α-Fe content increases with the milling time up to 15 h (Figure 9 ). The maximal content that evolved in our experiments was 2.1 wt. % according to XRD.
The crystallite size of the Al matrix and other phases in the mechanically milled powders can be calculated by the Rietveld refinement. After 5 h of milling time, the crystallite size of CuZr 2 and CuZr(Ag,Al) is 1.27-2.0 nm and is constant during further milling (Table 1) . On the contrary, the crystallite size of Al powder decreases drastically from 494-776 nm to 50-79 nm within 10 h of milling. Between 15 and 30 h of milling time, the change of crystallite size is not significant. 
Composite Material of the A2 Experiment (with Ethanol)
In the case of the A2 experiment, the grinding bowl is not opened during 30 h of milling. Before milling the atmosphere is filled with argon and some ethanol as a process control agent (PCA) is added. With every opening, the air inevitably enters the grinding bowl. It is known that ethanol adsorbs on the powder surface and reduces consequently the surface tension of the solid material [28] . The molecule size of ethanol is 0.44 nm. Ethanol is a good wetting agent for all metallic materials. Ethanol fills first the places where the surface tension is greater, that is, the gaps and the pores of metallic particles. Later it covers the surface of particles where the surface tension is smaller. Copper oxide removal can be achieved by ethanol at temperatures as low as 130 • C [35] . The reduction of silver oxide by ethanol can also take place (silver mirror test).
One can observe a significant difference between wet milled and dry milled samples. The presence of ethanol diminishes the cold welding between Al-Al particles and Al-reinforcing particles. SEM micrograph of the composite powder reveals that many of the Cu 36 Zr 48 Ag 8 Al 8 alloy particles are not cold-welded to Al particles (Figure 10a ). Due to the intensive impacts of the balls-as a result of collision-the ethanol and oxide layers break. However, not only the thin layer breaks but the particles also. New active surfaces develop so cold welding between the particles can take place. Figure 10b shows that the small Cu 36 Zr 48 Ag 8 Al 8 alloy particles are cold-welded to Al particles. In the case of the A2 experiment, the grinding bowl is not opened during 30 h of milling. Before milling the atmosphere is filled with argon and some ethanol as a process control agent (PCA) is added. With every opening, the air inevitably enters the grinding bowl. It is known that ethanol adsorbs on the powder surface and reduces consequently the surface tension of the solid material [28] . The molecule size of ethanol is 0.44 nm. Ethanol is a good wetting agent for all metallic materials. Ethanol fills first the places where the surface tension is greater, that is, the gaps and the pores of metallic particles. Later it covers the surface of particles where the surface tension is smaller. Copper oxide removal can be achieved by ethanol at temperatures as low as 130 °C [35] . The reduction of silver oxide by ethanol can also take place (silver mirror test).
One can observe a significant difference between wet milled and dry milled samples. The presence of ethanol diminishes the cold welding between Al-Al particles and Al-reinforcing particles. SEM micrograph of the composite powder reveals that many of the Cu36Zr48Ag8Al8 alloy particles are not cold-welded to Al particles (Figure 10a ). Due to the intensive impacts of the balls-as a result of collision-the ethanol and oxide layers break. However, not only the thin layer breaks but the particles also. New active surfaces develop so cold welding between the particles can take place. Figure 10b shows that the small Cu36Zr48Ag8Al8 alloy particles are cold-welded to Al particles. The initial phases remain, except the α-Fe contamination based on the XRD analysis ( Figure 11 ). However, their weight fraction reduces greatly except for the Al phase. The crystallite sizes are much larger than in the first experiment owing to the ethanol layer. Two different CuZr phases were detected by XRD. The unit cell of the initial CuZr(Ag,Al) phase has changed from 0.4541 nm to 0.4559. It can be explained that some Al atoms (r Al = 0.1432 nm) replace Cu atoms (r Cu = 0.1278 nm). The unit cell of the new CuZr phase is 0.4308 nm, which is closer than the equivalent unit cell of the CuZr phase (a = 0.3262 nm). The α-Fe contamination phase is not detectable after 30 h milling time. In the case of the A2 experiment, the grinding bowl is not opened during 30 h of milling. Before milling the atmosphere is filled with argon and some ethanol as a process control agent (PCA) is added. With every opening, the air inevitably enters the grinding bowl. It is known that ethanol adsorbs on the powder surface and reduces consequently the surface tension of the solid material [28] . The molecule size of ethanol is 0.44 nm. Ethanol is a good wetting agent for all metallic materials. Ethanol fills first the places where the surface tension is greater, that is, the gaps and the pores of metallic particles. Later it covers the surface of particles where the surface tension is smaller. Copper oxide removal can be achieved by ethanol at temperatures as low as 130 °C [35] . The reduction of silver oxide by ethanol can also take place (silver mirror test).
One can observe a significant difference between wet milled and dry milled samples. The presence of ethanol diminishes the cold welding between Al-Al particles and Al-reinforcing particles. SEM micrograph of the composite powder reveals that many of the Cu36Zr48Ag8Al8 alloy particles are not cold-welded to Al particles (Figure 10a ). Due to the intensive impacts of the balls-as a result of collision-the ethanol and oxide layers break. However, not only the thin layer breaks but the particles also. New active surfaces develop so cold welding between the particles can take place. Figure 10b shows that the small Cu36Zr48Ag8Al8 alloy particles are cold-welded to Al particles. Modeling amorphous components, or "short-range ordered phases", by the peak fitted to the halo (hump) method was useful and allowed us to extract information on the composition of the amorphous phases and the size range of domains with different compositions. The results show that the presence of PCA is necessary for the formation of an amorphous phase because the 'X-ray amorphous' fraction increases by more than nine times after 30 h of milling ( Table 1 ). The maximum position of the amorphous halo has increased from 0.2182 nm to 0.3203 nm after 30 h milling time. The maximum position of the halo reflects the most frequent distances between atoms, so the amorphous structure contains larger atoms than in the case of the raw material. In this system, the larger atom is Zr with a 0.1603 nm atomic radius, while Ag, Fe, and Cu are smaller atoms having atomic radii of 0.1445, 0.1241, and 0.1278 nm, respectively. The amount of the initial Zr containing crystalline phases as CuZr 2 , CuZr(Ag,Al) decreased drastically, so the amorphous phase is enriched by zirconium.
The thermal analysis of composite powder confirms the presence of the amorphous phase. The peak position of crystallization changes from 512 • C to 499.5 • C, which means that the composition of the amorphous phase has changed (Figure 12 ).
amorphous phases and the size range of domains with different compositions. The results show that the presence of PCA is necessary for the formation of an amorphous phase because the 'X-ray amorphous' fraction increases by more than nine times after 30 h of milling ( Table 1 ). The maximum position of the amorphous halo has increased from 0.2182 nm to 0.3203 nm after 30 h milling time. The maximum position of the halo reflects the most frequent distances between atoms, so the amorphous structure contains larger atoms than in the case of the raw material. In this system, the larger atom is Zr with a 0.1603 nm atomic radius, while Ag, Fe, and Cu are smaller atoms having atomic radii of 0.1445, 0.1241, and 0.1278 nm, respectively. The amount of the initial Zr containing crystalline phases as CuZr2, CuZr(Ag,Al) decreased drastically, so the amorphous phase is enriched by zirconium.
The thermal analysis of composite powder confirms the presence of the amorphous phase. The peak position of crystallization changes from 512 °C to 499.5 °C, which means that the composition of the amorphous phase has changed (Figure 12 ). It is known from the literature that organic PCAs decompose during milling [22, 23] . Some authors reported that oxygen, carbon, and hydrogen interact with the milled powder. Al2O3 and Al4C3 phases were revealed as impurities in the structure of the material [36,37], but both phases were not detectable after 30 h milling time in the present study. In order to clarify the effect of ethanol during the milling process and knowing that ethanol has a reduction ability and that the input energy is very high during the ball milling process, the volatile substances in the milling bowl were analyzed by gas chromatography. A schematic of the milling process without and with ethanol is shown in Figure 13 . It is known from the literature that organic PCAs decompose during milling [22, 23] . Some authors reported that oxygen, carbon, and hydrogen interact with the milled powder. Al 2 O 3 and Al 4 C 3 phases were revealed as impurities in the structure of the material [36,37], but both phases were not detectable after 30 h milling time in the present study. In order to clarify the effect of ethanol during the milling process and knowing that ethanol has a reduction ability and that the input energy is very high during the ball milling process, the volatile substances in the milling bowl were analyzed by gas chromatography. A schematic of the milling process without and with ethanol is shown in Figure 13 . Figure 14a confirms that ethanol has decomposed to carbon dioxide, water, and ethane. It is explained by the involvement of oxygen from the oxide layer of the particles and of hydrogen dissolved in the alloy. The first step of the reaction could be the dehydration of ethanol (Equation (1)). At the same time, the hydrogenation of ethylene to ethane (Equation (2)) and the oxidation of ethanol (Equation (3)) takes place in the system. All the necessary conditions, such as high temperature and catalysts (Al2O3 from the oxide layer and Ni from the balls and bowl) are provided in the course of milling. A small hydrogen content can be found in the amorphous-nanocrystalline Cu36Zr48Ag8Al8 alloy which can interact with ethylene when the particles break, and a new active layer develops. Figure 14a confirms that ethanol has decomposed to carbon dioxide, water, and ethane. It is explained by the involvement of oxygen from the oxide layer of the particles and of hydrogen dissolved in the alloy. The first step of the reaction could be the dehydration of ethanol (Equation (1)). At the same time, the hydrogenation of ethylene to ethane (Equation (2)) and the oxidation of ethanol (Equation (3)) takes place in the system. All the necessary conditions, such as high temperature and catalysts (Al 2 O 3 from the oxide layer and Ni from the balls and bowl) are provided in the course of milling. A small hydrogen content can be found in the amorphous-nanocrystalline Cu 36 Zr 48 Ag 8 Al 8 alloy which can interact with ethylene when the particles break, and a new active layer develops. Figure 14b confirms the presence of combustible gas by burning as soon as the grinding bowl is opened. The oxygen atoms for the oxidation of ethanol are obtained from the oxide layer of the surface of the aluminum and Cu 36 Zr 48 Ag 8 Al 8 powder. As a result, ethanol decreases the oxygen content of the milling material, which helps develop the amorphous content. Comparing the high-energy ball milling without and with ethanol it can be established that ethanol not only reduces the surface tension, but the abovementioned (Equations (1)- (3)) mechanochemical processes promote the development of the amorphous-nanocrystalline structure. Figure 13 . Schematic of the milling process without and with ethanol. Figure 14a confirms that ethanol has decomposed to carbon dioxide, water, and ethane. It is explained by the involvement of oxygen from the oxide layer of the particles and of hydrogen dissolved in the alloy. The first step of the reaction could be the dehydration of ethanol (Equation (1)). At the same time, the hydrogenation of ethylene to ethane (Equation (2)) and the oxidation of ethanol (Equation (3)) takes place in the system. All the necessary conditions, such as high temperature and catalysts (Al2O3 from the oxide layer and Ni from the balls and bowl) are provided in the course of milling. A small hydrogen content can be found in the amorphous-nanocrystalline Cu36Zr48Ag8Al8 alloy which can interact with ethylene when the particles break, and a new active layer develops. Figure 14b confirms the presence of combustible gas by burning as soon as the grinding bowl is opened. The oxygen atoms for the oxidation of ethanol are obtained from the oxide layer of the surface of the aluminum and Cu36Zr48Ag8Al8 powder. As a result, ethanol decreases the oxygen content of the milling material, which helps develop the amorphous content. Comparing the highenergy ball milling without and with ethanol it can be established that ethanol not only reduces the surface tension, but the abovementioned (Equations (1)- (3)) mechanochemical processes promote the development of the amorphous-nanocrystalline structure. 
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Conclusions
Pure Al and amorphous-nanocrystalline Cu 36 Zr 48 Ag 8 Al 8 alloy powder were milled with and without ethanol by a high-energy mill for up to 30 h. The main conclusions which can be drawn are as follows:
In the case of dry milling:
1.
The amorphous phase disappears after 5 h milling time and does not develop until 30 h milling time. The thin oxide layer can act as a heterogeneous nucleation site for crystallization.
2.
The repetitive impact of the balls can create a strong bond between the Al-Al particles and Al-reinforcing particles after 15 h milling time.
3.
The most significant change in the crystallite size takes place between 0 and 15 h of milling time.
Milling the Al powder for the composite matrix leads to a considerable refinement; the grain size of the Al matrix decreases to 113 nm. The crystallite size of the reinforcing phases is between 1.27 and 10.9 nm after 30 h of milling.
In the case of wet milling:
1. Ethanol as PCA not only decomposes during high-energy milling as it is known from the literature. Ethylene is formed during the dehydration of ethanol, and at the same time, the hydrogenation of ethylene to ethane and the oxidation of ethanol takes place in the system.
